This Page Is Inserted by IFW Operations 
and is not a part of the Official Record 

BEST AVAILABLE IMAGES 



Defective images within this document are accurate representations of 
the original documents submitted by the applicant. 

Defects in the images may include (but are not limited to): 



BLACK BORDERS 

TEXT CUT OFF AT TOP, BOTTOM OR SIDES 
FADED TEXT 
ILLEGIBLE TEXT 
SKEWED/SLANTED IMAGES 
COLORED PHOTOS 

BLACK OR VERY BLACK AND WHITE DARK PHOTOS 
GRAY SCALE DOCUMENTS 



IMAGES ARE BEST AVAILABLE COPY. 



As rescanning documents will not correct images, 
please do not report the images to the 
Image Problem Mailbox. 



(19) 



J 



EuropaMsches Patentamt 
European Patent Office 
Office europeen des brevets 



(12) 



(11) EP1 160 202 A1 

EUROPEAN PATENT APPLICATION 



(43) Date of publication: 

05.12.2001 Bulletin 2001/49 

(21) Application number: 01302989.7 

(22) Date of filing: 29.03.2001 



(51) mt CI 7: C01G 23/04, C01G 23/053, 
B01J 35/00, B01J 21/06 



(84) Designated Contracting States: 


(72) Inventors: 


AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 


• Sakatanl, Yoshlaki 


MC NL PTSETR 


Niihama-shl, Ehlme (JP) 


Designated Extension States: 


• Koike, Hironobu 


AL LT LV MK RO SI 


Niihama-shl, Ehlme (JP) 


(30) Priority: 24.05.2000 JP 2000152556 


♦ Ando, Hlroyuki 


Nllhama-shl, Ehlme (JP) 


(71) Applicant: Sumitomo Chemical Company, 


(74) Representative: Cressweli, Thomas Anthony 


Limited 


J.A. KEMP & CO. 


Chuo-ku Osaka 541-8550 (JP) 


14 South Square 




Gray's Inn 




London WC1R5JJ (GB) 



(54) Titanium hydroxide, photocatalyst produced from the same and photocatalytic coating agent 



(57) There is provided a titanium hydroxide having 
a nitrogen content of 2.3% by weight or more in terms 
of nitrogen atoms based on the titanium hydroxide and/ 
or having a nitrogen content of about 3.3% by weight or 
more In terms of nitrogen atoms based on the titanium 



oxide obtained after calcining the titanium hydroxide In 
air at about 400°C. The titanium hydroxide may be uti- 
lized as a raw material for producing a photocatalyst 
which exhibits a superior photocatalytic activity under 
irradiation by visible light. 
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Description 

Field of the Invention 

[0001] The present Invention relates to a titanium hy- 
droxide, a photocatalyst produced from the titanium hy- 
droxide and a photocatalytic coating agent. Specifically, 
a titanium hydroxide that may be utilized as a raw ma- 
terial for producing a photocatalyst which exhibits a su- 
perior photocatalytic activity by irradiation of visible light, 
a photocatalyst produced from the titanium hydroxide 
and a photocatalytic coating agent comprising the tita- 
nium hydroxide. 

Background of the Invention 

[0002J It has been researched that organic materials 
In water or NOx in air is decomposed and removed by 
a photocatalytic activity of photocatalyst such as a spe- 
cific titanium oxide, in these days, It has been attracting 
an attention of researchers to decompose and remove 
such things using visible light as a light source In the 
point of general purpose and usage and It has been de- 
sired to develop a photocatalyst which exhibits a supe- 
rior photocatalytic activity by Irradiation of visible light. 
[0003] Heretofore, the photocatalyst has been pro- 
duced by calcining a titanium hydroxide, which may be 
commercially available. However, there are problems 
such that the photocatalyst obtained by calcining the 
commercially available titanium hydroxide in a common- 
ly used way does not show a sufficiently high photocat- 
alytic activity by irradiation of visible light. 

Summary and Objects of the Invention 

[0004] One of the objects of the present invention is 
to provide a titanium hydroxide, which may be utilized 
as a raw material for producing a photocatalyst which 
exhibits a sufficiently high photocatalytic activity by irra- 
diation of visible light. Other objects of the present In- 
vention are to provide a photocatalyst produced from the 
titanium hydroxide and to provide a photocatalytic coat- 
ing agent comprising the photocatalyst. 
[0005] The present Inventors have undertaken exten- 
sive studies on such a titanium hydroxide. As a result, 
the present inventors have found that a titanium hydrox- 
ide having a specific amount of nitrogen content may be 
utilized as the raw material for producing a photocatalyst 
which exhibits a sufficiently high photocatalytic activity 
by irradiation of visible light, and a photocatalytic coating 
agent as well as such a photocatalyst may be easily pro- 
duced from the titanium hydroxide, thereby the present 
invention has been accomplished. 
[0006] The present invention first provides a titanium 
hydroxide having a nitrogen content of 2.3% by weight 
or more In terms of nitrogen atom based on the titanium 
hydroxide and/or having a nitrogen content of about 
3.3% by weight or more in terms of nitrogen atom based 



on the titanium oxide obtained after calcining the titani- 
um hydroxide in air at about 400°C. 
[0007] Secondly, the present invention provides a 
photocatalyst produced by calcining the above-de- 
5 scribed titanium hydroxide. 

[0008] Thirdly, the present invention provides a pho- 
tocatalytic coating agent comprising the above-de- 
scribed titanium hydroxide and a solvent. 

10 Detailed Description of the Invention 

[0009] A titanium hydroxide of the present invention 
is represented by the chemical formula Tl(OH) 2 , 71 
(OH) 3 , Ti(OH) 4 or H 4 Ti0 4 as a main component and con- 
's tains a specific amount of nitrogen atom. The nitrogen 
atom is not an atom which can be washed away with 
water from the titanium hydroxide. The amount of the 
nitrogen atom may be measured as a nitrogen content 
in terms of nitrogen atom with an elemental analysis af~ 
20 ter washing the titanium hydroxide with water. The tita- 
nium hydroxide has a nitrogen content of 2.3% by weight 
or more, preferably 2.5% by weight or more, in terms of 
nitrogen atom based on the titanium hydroxide and/or 
has a nitrogen content of about 3.3% by weight or more, 
25 preferably about 3.5% by weight or more, in terms of 
nitrogen atom based on the titanium oxide obtained after 
calcining the titanium hydroxide in air at about 400°C. 
When the titanium hydroxide having a nitrogen content 
of less than the above described amount is calcined as 
30 jt is, it is difficult to obtain a titanium oxide which exhibits 
a high photocatalytic activity by Irradiation of visible 
light. 

[0010] The upper limit of the nitrogen content of the 
titanium hydroxide is not limited, and may be 30% by 

35 weight or less in terms of nitrogen atom based on the 
titanium hydroxide and/or may by about 25% by weight 
or less in terms of nitrogen atom based on the titanium 
oxide obtained after calcining the titanium hydroxide in 
air at about 400°C. 

40 [001 1 ] The titanium hydroxide of the present invention 
may have (i) an X-ray photoelectron spectrum which has 
a peak at a binding energy within the range of from 458 
eV to 460 eV and (li) an index X 1 calculated by the equa- 
tion below of about 0.76 or more, preferably about 0.8 

45 or more, and more preferably 0.83 or more: 

X^B./A, 

50 wherein A 1 and B 1 stand for respective half-widths of 
peaks, which are obtained by the process consisting of 
the steps of: 

(1) measuring an X-ray photoelectron spectrum of 
55 the titanium hydroxide eight times while irradiating 

X-ray, 

(2) obtaining a half-width, A 1( of peak at a binding 
energy within the range of from 458 eV to 460 eV 
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with respect to the integrated spectrum obtained by 
integrating the first and second X-ray photoelectron 
spectra which have been measured in step (1), and 
(3) obtaining a half-width, B 1t of peak at a binding 
energy within the range of from 458 eV to 460 eV s 
with respect to the integrated spectrum obtained by 
integrating the seventh and eighth X-ray photoelec- 
tron spectra which have been measured in step (1). 

[0012] The peak at a binding energy within the range 10 
of from 458 eV to 460 eV In X-ray photoelectron spec- 
trum shows an electron state of titanium. 
[0013] In the present invention, the X-ray photoelec- 
tron spectra (hereinafter referred to as "XPS") of titani- 
um hydroxide may be measured using an X-ray photo- is 
electron spectrometer by carrying out a set of proce- 
dures (comprising 3 steps below) four times in total. 

1st step : an XPS within the range of a binding en- 
ergy of from 458 eV to 460 eV, wh ich shows an elec- 20 
tron state of titanium, is measured twice, provided 
that a period of time per analysis is 60 seconds, 
2nd step : an XPS within a binding energy of from 
526eV to 535eV, which shows an electron state of 
oxygen, Is measured twice provided that a period 25 
of time per analysis is 56 seconds, 
3nd step : an XPS within a binding energy of from 
281 eV to 290eV, which shows an electron state of 
carbon, is measured twice provided that a period of 
time per analysis is 80 seconds. 30 

[0014] The above sets of procedures may be conduct- 
ed so that a period of time required between the begin- 
ning of the 1st step in the first set and the completion of 
the 3rd step In the fourth set is within 30 minutes without 3s 
exposing the titanium hydroxide In air. The X PS showing 
an electron state of carbon is used as a standard for 
determining a peak position in other XPS. The 1st step 
in the first set of the procedures provides the first and 
second XPS with respect to the electron state of titani- *o 
urn. Similarly, the 1st steps in the second and third sets 
of procedures provide the third, fourth, fifth and sixth 
XPS with respect to the electron state of titanium. 
Further, the 1st step In the fourth set of procedures pro- 
vides the seventh and eighth XPS. A half-width of peak 4s 
of the present invention is obtained from the peak in the 
spectrum obtained by integrating the two XPS, each 
showing the electron state of titanium, specifically from 
the peak of titaniumat abinding energy within the range 
of from 458 eV to 460 eV. A half-width A 1 of peak is ob- so 
talned from the peak in the Integrated spectrum of the 
first and second XPS, and a haif-width B 1 of peak is ob- 
tained from the peak in the integrated spectrum of the 
seventh and eighth XPS. The Index X, of the present 
invention is calculated as a rate of the half-width to ss 
the half-width A 1( i.e. B 1 / A, . When two or more peaks 
are found within the binding energy range of from 458 
eV to 460 eV, a half-width A 1 and/or B 1 is obtained from 



the highest peak among them. 

[001 5] It is preferred that the titanium hydroxide of the 
present invention has an amorphous phase. By calcin- 
ing the titanium hydroxide having the amorphous phase, 
a photocatalyst which exhibits an excellent photocata- 
lytic activity may be obtained. The crystal structure of 
titanium hydroxide may be measured In an X-ray diffrac- 
tion method. 

[0016] The titanium hydroxide of the present inven- 
tion, which contains a specific amount of nitrogen atom, 
may be obtained in a process which comprises a step 
of adding an ammonia solution (ammonia water) or an 
ammonium compound into an aqueous solution of tita- 
nium compoud under cooling with ice while stirring to 
precipitate a solid, followed by washing with hot water 
and drying. Examples of the ammonium compound to 
be added Include ammonium sulfate, ammonium chlo- 
ride, ammonium carbonate, ammonium nitrate, ammo- 
nium phosphate and ammonium acetate. Examples of 
the titanium compoud include an inorganic titanium 
compound such as titanium trichloride, titanium tetra- 
chloride, titanium tetrabromide, titanium sulfate and ti- 
tanium oxysulfate. 

[0017] The titanium hydroxide may be obtained after 
a mold processing. Examples of the shape of such a 
molded titanium hydroxide include particulate shape, fi- 
brous shape, thin-layer shape and the like. The mold 
processing may be conducted in a method of dispersing 
a titanium hydroxide in a solvent such as water or an 
alcohol to obtain a slurry, applying the slurry onto an un- 
even surface of a plate such as a metal plate and drying 
the slurry. By such a method, a titanium oxide having a 
designated shape can be easily obtained. For example, 
when a fibrous-shaped titanium hydroxide is calcined, 
a fibrous-shaped titanium oxide is easily provided. 
When a thin-layer-shaped titanium hydroxide is cal- 
cined, a thin-layer-shaped titanium oxide is easily pro- 
vided. 

[0018] A photocatalytic coating agent in the present 
invention comprises a titanium hydroxide of the present 
invention, which contains a specific amount of nitrogen 
atom, and a solvent. 

[001 9] The photocatalytic coating agent makes it pos- 
sible to apply the titanium hydroxide of the present in- 
vention onto a surface of material such as a metal, that 
has sufficiently high thermai resistance in calcining the 
titanium hydroxide, or to cover a surface of such a ma- 
terial with the titanium hydroxide, as well as to provide 
such a material with a high photocatalytic activity after 
calcination. 

[0020] The solvent in the photocatalytic coating agent 
is not particularly limited. Preferred are those which 
evaporate easily in calcination after the applying or the 
covering, In other words, those which hardly remain on 
the resulting titanium oxide obtained after calcining the 
titanium hydroxide. Examples thereof include water, ac- 
ids such as hydrochloric acid, bases such as ammonia, 
hydrogen peroxide, alcohols and ketones. 
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[0021 ] The photocatalytic coating agent may be pro- 
duced in a process wherein the titanium hydroxide is dis- 
persed in the above-described solvent to form a slurry 
or solution. When dispersing titanium hydroxide In the 
solvent, if desired, a dispersing agent may be used. 
[0022] A photocatalyst in the present invention may 
be obtained by calcining the titanium hydroxide of the 
present invention, which contains a specific amount of 
nitrogen atom. 

[0023] Thetemperatureofthecalcining of the titanium 
hydroxide is not limited, as long as a titanium hydroxide 
Is transferred to a titanium oxide at the temperature. The 
temperature may be about 300°C or higher, preferably 
about 350*C or higher, and about 600°C or lower, pref- 
erably about 500°C or lower. When the temperature of 
calcination is too high, the photocatalytic activity of the 
photocatalyst obtained after calcination may decrease. 
[0024] The photocatalyst in the present invention may 
be used In a method, for example, In which the photo- 
catalyst and a material (to be treated with the photocat- 
alyst) such as a material in a liquid state or in a gaseous 
state are placed in a glass vessel capable of transmitting 
visible light, and then are Irradiated with visible light hav- 
ing a wavelength of 430 nm or longer using a light 
source. The light source Is not particularly limited, as 
long as it irradiates light containing visible light having 
a wavelength of 430 nm or longer and/or ultraviolet light 
which is commonly used In a photocatalytlc reaction. Ex- 
amples of the light source Include sunlight, a fluorescent 
lamp, a halogen lamp, a black light, a xenon lamp, a 
mercury lamp and the like. If desired, the light source 
may be equipped with an ultraviolet cut-off filter and/or 
an Infrared cut-off filter. 

[0025] An irradiation time with visible light is not par- 
ticularly limited, and may be selected appropriately de- 
pending on a strength of light of a light source and a 
kind, amount and concentration of a material to be treat- 
ed with the photocatalyst. 

[0026] As described above, the titanium hydroxide of 
the present invention can be utilized as a raw material 
for producing a photocatalyst which exhibits a superior 
photocatalytic activity by irradiation of visible light. The 
photocatalyst produced from the titanium hydroxide can 
decompose a variety of organic materials such as car- 
boxylic acids, for example, acetic acid. Also, the photo- 
catalytic coating agent in the present invention makes it 
possible to easily apply the titanium hydroxide of the 
present invention onto a material such as a metal or a 
glass as well as to provide such a material with a high 
photocatalytic activity by calcination after the applying. 
[0027] The titanium hydroxide, photocatalyst and 
photocatalytic coating agent of the present invention is 
described In Japanese application no. 2000-152556, 
filed on May 24, 2000, the complete disclosures of which 
are Incorporated herein by reference. 
[0028] The present Invention is described in more de- 
tail by following Examples, which should not be con- 
strued as a limitation upon the scope of the present In- 
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vention. 

[0029] A crystal structure of titanium hydroxide or ti- 
tanium oxide was obtained in an X-ray diffraction meth- 
od using an X-ray diffractometer (manufactured by 
s RIGAKU CORPORATION, trade name: RAD- 1 1 A). 

Example 

Example 1 

10 

[0030] In a 1 -liter volume flask, 360 g of water was 
placed, and 90 g of titanium oxysulfate (manufactured 
by SOEKAWA CHEMICAL CO., LTD.) was added there- 
in and mixed with each other while stirring, to obtain a 

is solution. While cooling the solution with Ice water, 410 
g of an aqueous 25% ammonia solution (special grade; 
manufactured by Wako Pure Chemical Industries, Ltd.) 
was added dropwise thereto over 90 minutes, thereby 
precipitating a solid. The solid was separated by filtra- 

20 tion, washed in hot water having a temperature of 60° C 
ten times and dried at 70°C to obtain a particulate tita- 
nium hydroxide. 

[0031 ] The nitrogen content of the obtained dried tita- 
nium hydroxide was measured in a melting method us- 
25 ing a nitrogen analyzer (manufactured by HORIBA LTD. , 
trade mane: EMGA-2800). As a result, it was found that 
the dried titanium hydroxide has a nitrogen content of 
2.86% by weight in terms of nitrogen atom based on the 
dried titanium hydroxide. An X-ray photoelectron spec- 
do trum of the dried titanium hydroxide was measured us- 
ing an apparatus of X-ray photoelectronlc spectropho- 
tometry (manufactured by RIGAKU CORPORATION, 
trade name: XPS-7000). As a result, it was found that 
the titanium hydroxide has a half-width A 1 of 1 .84eV, a 
35 half-width Bj of 1 .76eV and an Index X, of 0.96. Also, ft 
was found that the titanium hydroxide has an amor- 
phous phase. 

[0032] The dried titanium hydroxide (100 parts by 
weight) was calcined In air at 400°C for 1 hour to obtain 

40 a particulate titanium oxide (79.5 parts by weight). This 
weight change (from 1 00 parts by weight to 79.5 parts 
by weight) shows that the dried titanium hydroxide has 
a nitrogen content of 3.60% by weight In terms of nitro- 
gen atom based on the titanium oxide. A crystal struc- 

45 ture of the titanium oxide was found to be an anatase- 
type. 

[0033] In a sealed-type glass reaction vessel made of 
Pyrex (diameter: 8 cm, height: 1 0 cm, volume: about 0.5 
L), was placed a 5-cm diameter glass Petri dish on which 

so o.3 g of the titanium oxide (photocatalyst) obtained 
abovewas placed. The reaction vessel was filled with a 
mixed gas having a volume ratio of oxygen to nitrogen 
of 1/4 (i.e. oxygen : nitrogen = 1 :4), sealed with 4.5 u,m 
of acetic acid and then Irradiated with visible light from 

55 outside of the vessel. The irradiation was carried out us- 
ing a 500 W xenon lamp as the light source (made by 
USHIO INC., trade name: Optical Modulex SX- 
UI500XQ, lamp: XL-500SX) equipped with an ultraviolet 
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cutting filter (made by Toshiba Glass Co., Ltd., trade 
name: Y-45) cutting off ultraviolet light having a wave- 
length of about 430nm or shorter and an infrared light 
cutting filter (made by USHIO INC., trade name: Super- 
cold Filter) cutting off infrared light having a wavelength s 
of about 830nm or longer. When acetic acid is decom- 
posed by visible light irradiation, carbon dioxide is gen- 
erated. The concentration of generated carbon dioxide 
was measured with passage of time using a photoa- 
coustic multi-gas monitor (type: 1312, made by INNO- 10 
VA). With the generation rate of carbon dioxide, which 
was calculated by the change of carbon dioxide concen- 
tration, the photocatalytlc activity of the obtained titani- 
um oxide (photocatalyst) for acetic acid was evaluated. 
The generation rate of carbon dioxide was 6.28 u.mol/h is 
per gram of the titanium oxide (photocatalyst). 
[0034] The above-obtained particulate titanium oxide 
is dispersed in water to prepare a photocatalytic coating 
agent. The photocatalytic coating agent is applied onto 
a stainless steel plate, followed by drying and heating 20 
at 400°C, to provide a stainless stee! plate having a uni- 
formly formed layer of titanium oxide on its surface. 

Comparative Example 1 

25 

[0035] In a 300 ml volume flask, 26 g of titanium tet- 
rachloride (special grade, manufactured by Wako Pure 
Chemical Industries, Ltd.) was placed and stirred in the 
nitrogen gas atmosphere. Then, 37 g of an aqueous 
25% ammonia solution (special grade, manufactured by 30 
Wako Pure Chemical Industries, Ltd.) was added drop- 
wise thereto over 5 minutes under cooling with ice, 
thereby precipitating a solid. The obtained solid was 
separated by filtration, washed in water having a tem- 
perature of 20°C ten times and dried at 70°C to obtain 35 
a titanium hydroxide. 

[0036] The nitrogen content of the dried titanium hy- 
droxide was measured in the same manner as in Exam- 
ple 1 . As a result, it was found that the dried titanium 
hydroxide has a nitrogen content of 0.1 7% by weight in 40 
terms of nitrogen atom based on the dried titanium hy- 
droxide. An X-ray photoelectron spectrum of the dried 
titanium hydroxide was measured using an apparatus 
of X-ray photoelectronic spectrophotometry (manufac- 
tured by RIGAKU CORPORATION, trade name: XPS- 45 
7000). As a result, it was found that the titanium hydrox- 
ide has a half-width A 1 of 2.1 OeV, a half-width B 1 of 
1 .48eV and an index X 1 of 0.70. 
[0037] The dried titanium hydroxide (100 parts by 
weight) was calcined in air at 400°C for 1 hour to obtain so 
a titanium oxide (82.0 parts by weight). This weight 
change (from 100 parts by weight to 82.0 parts by 
weight) shows that the dried titanium hydroxide has a 
nitrogen content of 0.21 % by weight in terms of nitrogen 
atom based on the titanium oxide. A crystal structure of ss 
the titanium oxide was found to be an anatase-type. 
[0038] In the same manner as in Example 1 , the pho- 
tocatalytic activity of the titanium oxide (photocatalyst) 
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for acetic acid was evaluated. The generation rate of 
carbon dioxide was 2.1 4 u.mol/h per gram of the titanium 
oxide (photocatalyst). 



Claims 

1. A titanium hydroxide having a nitrogen content of 
2.3% by weight or more in terms of nitrogen atoms 
based on the titanium hydroxide and/or having a ni- 
trogen content of about 3.3% by weight or more in 
terms of nitrogen atoms based on the titanium oxide 
obtained after calcining the titanium hydroxide in air 
at about 400°C. 

2. A titanium hydroxide according to claim 1, which 
has (i) an X-ray photoelectron spectrum which has 
a peak at a binding energy within the range of from 
458 eV to 460 eV and (ii) an index X 1 calculated by 
the equation 

X, = EVA, 

of about 0.76 or more, wherein A t and B 1 stand for 
respective half-widths of peaks, which are obtained 
by the process consisting of the steps of: 

(1 ) measuring an X-ray photoelectron spectrum 
of the titanium hydroxide eight times while irra- 
diating with X-rays, 

(2) obtaining a half-width, A 1( of the peak at a 
binding energy within the range of from 458 eV 
to 460 eV with respect to the integrated spec- 
trum obtained by Integrating the first and sec- 
ond X-ray photoelectron spectra, and 

(3) obtaining a half-width, B 1( of the peak at a 
binding energy within the range of from 458 eV 
to 460 eV with respect to the integrated spec- 
trum obtained by integrating the seventh and 
eighth X-ray photoelectron spectra. 

3. A titanium hydroxide according to claim 1 or 2, 
which has an amorphous phase. 

4. A process for producing a titanium hydroxide ac- 
cording to any one of claims 1 to 3, which process 
comprises the step of adding an ammonia solution 
or an ammonium compound into an aqueous solu- 
tion of a titanium compound. 

5. A photocatalyst obtainable by calcining a titanium 
hydroxide according to any one of claims 1 to 3. 

6. A photocatalytic coating agent comprising a titani- 
um hydroxide according to any one of claims 1 to 3 
and a solvent. 
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A material coated with a titanium hydroxide accord- 
ing to any one of claims 1 to 3, a photocatalyst ac- 
cording to claim 5 or a photocatalytic coating agent 
according to claim 6. 

Use of a titanium hydroxide according to any one of 
claims 1 to 3 which has been subjected to calcina- 
tion as a photocatalyst. 
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